1 H and 13 C NMR spectra were recorded on a Bruker Avance III-500 or III-600 NMR spectrometer (chemical shifts with respect to (TMS) = 0 ppm). Solution electronic absorption and emission spectra were recorded on an Agilent 8453 spectrophotometer and Shimadzu 5301PC spectrofluorophotometer, respectively; a Perkin Elmer Spectrum Two UATR instrument was used to record FT-IR spectra of solid samples. Electrospray ionization (ESI) mass spectra were measured using a Bruker esquire 3000 plus mass spectrometer. Solution and solid-state quantum yields were measured using a Hamamatsu absolute PL quantum yield spectrometer C11347 Quantaurus_QY. Lifetimes and emission spectra of powdered samples were measured using a Hamamatsu Compact Fluorescence lifetime Spectrometer C11367 Quantaurus-Tau.
The method was as for [Ir(Phppy) 2 
[Ir(Ph 2 ppy) 2 (2)][PF 6 ]
The method was as for [Ir(Ph 2 ppy) 2 
Crystallography
Single crystal data were collected on a Bruker APEX-II diffractometer with data reduction, solution and refinement using the programs APEX 3 and CRYSTALS 4 or SHELX-13. 5 
Crystal structure of HPh 2 ppy
Although the synthesis of HPh 2 ppy has been described, the crystal structure of the compound has not been reported. Single crystals of HPh 2 ppy were grown from a CH 2 Cl 2 solution of the compound layered with n-hexane and Fig. S1 depicts the molecular structure. Bond distances and angles are as expected, as is the twisted arrangement of the rings containing N1, C12 and C18 with respect to the central arene ring (angles between the planes of the rings containing C6/N1, C6/C12 and C6/C18 are 32.2, 39.1 and 31.1 o ). HPh 2 ppy crystallizes in the orthorhombic space group Pna2 1 and is isostructural with 1,3,5-triphenylbenzene, 8, 9 indicating that exchange of one phenyl for a 2-pyridyl group has little influence on the molecular packing.
However, on going to 1,3,5-tris(2-pyridyl)benzene (which also crystallizes in the space group 6 ]. An expanded region is shown in Fig. 5a in the main paper. Table S1 . The diagram is the crystallographically determined structure. (c) 
